ESI2 -Nucleophilic reaction pathway for the TBD catalysed methylamine -propylene carbonate coupling
The nucleophilic activation mechanism by TBD displays a two-step pathway ( Figure   S2 left), ie the nucleophilic attack of the carbonate by TBD (ΔG= 22.6 kcal/mol) and the subsequent addition of the amine on the activated carbonate (ΔG= 23.4 kcal/mol).
The molecular structures of the corresponding intermediates and transition states are displayed in Figure S3 . At a first glance we observe two transition states higher in energy about 7 -8 kcal/mol than the ones involved in the proton shuttle mechanism (see Figure S2 right) that is fully discussed in the body of the paper. 
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ESI3: Aminolysis of propylene carbonate by cyclohexylamine catalyzed by TBD. 
